Methods:
Total arsenic quantification
Total arsenic was quantified using an ICP-MS (X series II, Thermo Scientific, UK) in CCT (Collision Cell Technology) mode with He/H as collision cell gas using 20 µg L -1 gallium as an internal standard.
The instrument was tuned daily using a 10 μg L -1 indium, cerium, cobalt, uranium and lithium solution and the software (Plasmalab) was provided from the manufacturer.
Quantitative speciation analysis
Samples were run immediately after extraction using HPLC-ICP-MS. Separation was achieved in a Discovery C 18 column (15 x 2.1 mm) fitted with a pre-column Discovery C 18 . Experimental/instrumental conditions were based on the previous work of (Bluemlein, Rabb and Feldmann, 2009) , hexapole bias -9 V, quadrupole bias -14 V, focus voltage -2 V, D2 voltage -100 V. A post column make-up flow was achieved with a tee connector and 0.9 mL min -1 indium (20 µg L -1 in 2% HNO 3 ) as internal standard. The injection volume was 50 µL, the Method quantification limits (MQL) were calculated by multiplying 10 times the standard deviation signal (at the retention time of the quantification species) of 7 consecutive blank samples. Method detection limits (MDL) were calculated by 3.14 times the standard deviation signal of 7 consecutive blank samples to achieve 99% confidence intervals (CI) (at the retention time of the quantification specie).
A correction for methanol content in the mobile phase was performed as follows (Amayo et al., 2011) signal for sulphur at m/z 48. Peak identification: U1-3 Unknowns, P4 GS-As(III)-PC 2 /GS- 
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